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S 3 Table S1 . Calculated electronic energies (hartrees) and zero-point vibrational energies (kcal/mol) for reactants in this study, using the MP2/6-31+G* basis set. The difference in activation enthalpies, (MeOH -gas). The average difference is 9.4 ± 1.2 kcal/mol. c A structure was not found at the MP2/6-31+G* level. Table S7 . Calculated npa charges on the reacting carbon (C) and the leaving group (X), gas phase and in methanol, for substrates and transition states (ts) in the S N Ar addition step of piperidine with 2-and 4-substituted N-methylpyridinium cations, and also for the 2-and 4-cyano-N-methylpyridinium+ adducts with piperidine. a substituent (X) substrate (gas) ts ( 
